Structure and NMR spectra of carbosilane dendrimers with terminal phenylbenzoate group connected by oligo(ethylene) glycol (PEG) spacer.
Fig . S1 shows the 1 H NMR spectra of the dendrimers at 298 K and 218 K. We identified spectral peaks with different molecular groups of dendrimers using materials of Refs. 10, 22 . The numbering of peaks of the NMR spectrum in Fig. S1 corresponds to one of the groups in Fig. S2 . Spectra of the studied dendrimers can be divided into three main parts. The peaks of the dendrimer core are mainly located in strong fields (0-2 ppm).
Peak β represents the signal from the external Si-CH 3 groups, which are the connectors between the dendrimer core and the PEG spacer. The inner CH 2 groups contribute peaks to 1 and 3. Peaks 2, 4, and 6 appear in NMR spectrum of mesogenic groups with butyl (BUT) groups (see, for instance, Fig. S7 in "Supplementary Information" of Ref. 22 ). It is natural to identify the line with CH 3 groups of BUT groups because this line is narrow and possesses the smallest chemical shift in this groups (~1 ppm). Chemical shifts are used for the recognition of CH 2 groups of BUT tail. we identify the last peak 5 in this region as belonging to the first CH 2 group of PEG spacer (without neighboring oxygen atom).
Peaks, γ, γ', γ", 7 (corresponding to the PEG spacer), and peak ε, (corresponding to the group CH 2 -O of the tail of terminal segments) are located in the range of 3 to 5 ppm.
The 1 H NMR spectra for the carbosilane dendrimer with the same mesogenic groups (with and without BUT tail), connected by aliphatic spacers, allow one to identify lines ε and γ".
In the case of absence of BUT tails only one peak is observed in the spectrum (~4.3 ppm, see ). Due to this fact, we can accurately identify the peak ε at 4.05 ppm in our case. Other groups of the PEG spacer (7, γ, and γ') we assigned with the structural formula (Fig. S2) in accordance with the increase in chemical shifts.
In the diapason of 6-9 ppm there are a few peaks, corresponding to proton signals of aromatic mesogenic groups. For more details "Supplementary Information" of Ref.
22 can be used. Fig. S1 ).
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Temperature evolution of PEG peaks in G5 TG1
Fig . S3 reflects the final changes of PEG moiety in G5TG1 dendrimer from room temperature to 218 K. At room temperature the spectrum of the groups practically is not resolved in contrast to the spectrum at low temperature.
The temperature evolution of the shape of the peaks is shown in Fig. S4 . It can be seen that the changes in the spectrum occurs in a fairly wide range of temperatures (250 K 
